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HYPERGOLIC HYDROCARBON FUEL

CROSS-REFERENCE TO RELATED
APPLICATION

The present U.S. patent application 1s related to and
claims the prionity of U.S. Provisional Application Ser. No.
62/472,649, filed Mar. 17, 2017, the contents of which are
hereby incorporated by reference in its entirety into this
application.

TECHNICAL FIELD

The present disclosure generally relates to hypergolic
hydrocarbon fuel compositions comprising a cyclohep-
tatriene and/or 1ts analogs, and methods of making and using
the hypergolic hydrocarbon fuel compositions.

BACKGROUND

This section introduces aspects that may help facilitate a
better understanding of the disclosure. Accordingly, these
statements are to be read in this light and are not to be
understood as admissions about what 1s or 1s not prior art.

The present disclosure relates reduced toxicity fuels, and
more particularly, to reduced toxicity fuels containing
hydrocarbons having three conjugated double bonds within
a 7-membered carbon ring. The disclosed fuels are hyper-
golic with nitrogen tetroxide, red fuming nitric acid, nitric
oxide or any combination as well.

Hypergolic propellants are combinations of fuels and
oxidizers that 1gnite spontaneously upon contact with one
another and require no 1gnition source. The extremely rapid,
reliable start and re-start capability of hypergolic propellants
make them 1deal for spacecrait maneuvering systems. In
addition, since hypergolic propellants remain liquid at ordi-
nary temperatures, they do not pose the storage problems of
cryogenic propellants.

The hypergolic fuels currently in widespread use are
highly toxic and must be handled with extreme care.
Examples of these fuels include hydrazine, monomethylhy-
drazine (MMH) and unsymmetrical dimethylhydrazine
(UDMH). The oxidizers typically used with these fuels to
provide a hypergolic bipropellant system include nitrogen
tetroxide (N,O,) and nitric acid (HNO,).

Both unsymmetrical dimethylhydrazine and monometh-
ylhydrazine are confirmed animal carcinogens that have
been characterized as tumorigenic, mutagenic, reproductive

cllectors.

This extreme toxicity and the associated dithiculties and
expense of transporting and handling these compounds have
produced widespread interest 1n finding replacement fuels.

There 1s, therefore an unmet need for sater and more
convenient hypergolic fuel compositions and methods to
make and use of the hypergolic fuel compositions.

SUMMARY

One of the primary objectives of the present disclosure 1s
to provide hypergolic fuel compositions with reduced tox-
icity while maintain the desired 1gnition delay time and the
convenience of uses the compositions.

In one embodiment, the present disclosure provides
hypergolic fuel compositions comprising a conventional
tuel and a compound of formula (I):
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wherein R'-R® are each independently H, —NR’R'®,
—OR", —NH(C=0)—R", —O(C=0)—R", —CN,
—NO,, —CF,, —(C=0)R'*, —COOR", halogen, C1-C8
straight or branched alkyl, C1-C8 straight or branched
alkenyl, C1-C8 straight or branched alkynyl, or C3-C8
cycloalkyl, and wherein R' and R* can form an exocyclic
double bond —X, wherein —X is —CR'°R"’, —NR'®, or
—Q; and R”-R"® are each independently H, C1-C8 straight
or branched alkyl.

In another embodiment, the present disclosure provides a
method for producing a hypergolic propellant comprising
contacting a hypergolic fuel composition with an oxidizer
wherein said hypergolic fuel composition comprises a com-
pound represented by the formula (I).

DETAILED DESCRIPTION

For the purposes of promoting an understanding of the
principles of the present disclosure, reference will now be
made to the embodiments 1llustrated 1n the drawings, and
specific language will be used to describe the same. It will
nevertheless be understood that no limitation of the scope of
this disclosure 1s thereby intended.

In the present disclosure the term “about” can allow for a
degree of variability 1n a value or range, for example, within
10%, within 5%, or within 1% of a stated value or of a stated
limit of a range.

In the present disclosure the term “substantially” can
allow for a degree of vanability in a value or range, for
example, within 90%, within 95%, or within 99% of a stated
value or of a stated limit of a range.

A hypergolic propellant used 1n a rocket engine usually

comprises two components that can spontaneously ignite
when they come 1nto contact with each other.
The two propellant components usually comprises a fuel
and an oxidizer. Although commonly used hypergolic pro-
pellants are diflicult to handle because of their extreme
toxicity and/or corrosiveness, they can be stored as liquids
at room temperature and hypergolic engines are easy to
ignite reliably and repeatedly.

In contemporary usage, the terms “hypergol” and/or
“hypergolic propellant” usually mean the most common
such propellant combinations, such as dinitrogen tetroxide
plus hydrazine and/or its relatives monomethylhydrazine
and unsymmetrical dimethylhydrazine.

Both unsymmetrical dimethylhydrazine and monometh-
ylhydrazine are confirmed animal carcinogens that have
been characterized as tumorigenic, mutagenic, reproductive
ellectors.

This extreme toxicity and the associated difliculties and
expense of transporting and handling these compounds have
produced widespread interest 1n finding replacement fuels.

There 1s, therefore an unmet need for safer and more
convenient hypergolic fuel compositions and methods to
make and use of the hypergolic fuel compositions.
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To become an acceptable hypergolic fuel, a hypergolic
tuel should not only provide robust burming capability, but
also should have a desire 1gnition delay time. In addition, a
good hypergolic fuel should be miscible with some other
conventional fuel such as kerosene.

The present disclosure therefore provides a hypergolic
tuel composition that exhibit these advantages.

In one embodiment, the present invention provides a
hypergolic fuel composition comprising a conventional fuel
and a compound of formula (I):

(D

wherein R'-R® are each independently H, —NR"R',
—OR", —NH(C=0)—R", —O(C=0)—R", —CN,
—NO,, —CF,, —(C=0)R"'"*, —COOR">, halogen, C1-C8
straight or branched alkyl, C1-C8 straight or branched
alkenyl, C1-C8 straight or branched alkynyl, or C3-C8
cycloalkyl, and wherein R' and R* can form an exocyclic
double bond —X, wherein —X is —CR'°R'’, —NR'®, or
—Q; and R”-R'® are each independently H, C1-C8 straight
or branched alkyl.

In one embodiment, the present invention provides a
hypergolic fuel composition comprising a conventional fuel

and a compound of formula (I), wherein R'-R® are each
independently H, —NR°R'®, —OR"', —NH(C—0)—R"~,
—O(C=0)—R", —CN, —NO,, —CF,, —(C=0)R"™,
—COOR™, halogen, C1-C4 straight or branched alkyl,
C1-C4 straight or branched alkenyl, C1-C4 straight or
branched alkynyl, or C3-C7 cycloalkyl, and wherein R' and
R” can form an exocyclic double bond —X, wherein —X is
—CR'"R"", =NR"®, or =—0O; and R”-R'?® are each indepen-
dently H, C1-C4 straight or branched alkyl.

In one embodiment, the present invention provides a
hypergolic fuel composition comprising a conventional fuel
and a compound of formula (I), wherein R'-R® are each
independently H, —NR°R'’, —OR", —CN, —NO.,,
—CF,, —COOR?", halogen, C1-C4 straight or branched
alkyl, C1-C4 straight or branched alkenyl, C1-C4 straight or
branched alkynyl, or C3-C7 cycloalkyl, and wherein R' and
R” can form an exocyclic double bond —X, wherein —X is
—CR'"°R"’, =NR'®, or =—0O; and R”-R'® are each indepen-
dently H, C1-C4 straight or branched alkyl

In one embodiment, the present invention provides a
hypergolic fuel composition comprising a salt formed by the
deprotonation of a compound of formula (I), wherein at least
one of R" and R” is hydrogen in the compound of formula
(I) before the compound of formula (I) 1s deprotonated. The
counter 1on can be any suitable counter 10on including but 1s
not limited to F—, CI7, Br, I", OH™, CN~, NO,~, HCO,".

In one embodiment, the present invention provides a
hypergolic fuel composition comprising a conventional fuel
and a compound of formula (I), wherein R'-R® are H.

In one embodiment, the present invention provides a
hypergolic fuel composition comprising a conventional fuel
and a compound of formula (I), wherein the conventional
tuel 1s a traditional energy sources or fossil fuels such as
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petroleum, o1l, coal, propane, kerosene, and natural gas. In
one embodiment, the conventional fuel 1s kerosene.

The oxidizers typically used with fuels to provide a
hypergolic bipropellant system include but 1s not limited to
nitrogen tetroxide (N,O,), nitric oxide (NO), nitric acid
(HNO,), or any combination thereof.

In one embodiment, the present disclosure provides that
the mass ratios of oxidizer-to-fuel will typically range from
1:10 to 10:1.

In one embodiment, the present disclosure provides that
the weight percentage of the compound of formula (I) 1n the
hypergolic fuel composition 1s about 5.0-99.9 wt %. In one
embodiment, the weight percentage of the compound of
formula (I) in the hypergolic fuel composition 1s about
10.0-99.9 wt %. In one embodiment, the weight percentage
of the compound of formula (I) in the hypergolic fuel
composition 1s about 20.0-99.9 wt %. In one embodiment,
the weight percentage of the compound of formula (I) 1n the
hypergolic fuel composition 1s about 30.0-99.9 wt %. In one
embodiment, the weight percentage of the compound of
formula (I) in the hypergolic fuel composition 1s about
40.0-99.9 wt %. In one embodiment, the weight percentage
of the compound of formula (I) in the hypergolic fuel
composition 1s about 50.0-99.9 wt %. In one embodiment,
the weight percentage of the compound of formula (I) 1n the
hypergolic fuel composition 1s about 60.0-99.9 wt %. In one
embodiment, the weight percentage of the compound of
formula (I) in the hypergolic fuel composition 1s about
70.0-99.9 wt %. In one embodiment, the weight percentage
of the compound of formula (I) in the hypergolic fuel
composition 1s about 90.0-99.9 wt %. In one embodiment,
the weight percentage of the compound of formula (I) 1n the
hypergolic fuel composition 1s about 90.0-99.9 wt %.

In one embodiment, the present disclosure provides that
the compound of formula (I) 1s miscible with the conven-
tional fuel. In one aspect, the compound of formula (I) 1s
miscible with kerosene.

In one embodiment, the present disclosure provides that
the compound of formula (I) may provide an 1gnition delay
of 1 ms-200 ms. In one aspect, the compound of formula (I)
may provide an 1gnition delay of 1 ms-100 ms. In one aspect,
the compound of formula (I) may provide an 1gnition delay
of 1 ms-350 ms. In one aspect, the compound of formula (I)
may provide an ignition delay of 5 ms-25 ms.

In one In one embodiment, the present disclosure pro-
vides a method for producing a hypergolic propellant com-
prising contacting a hypergolic fuel with an oxidizer
wherein said hypergolic fuel comprises a compound repre-
sented by the formula (I). In one aspect, the oxidizer may be
selected but 1s not limited to nitrogen tetroxide (N,O,), nitric
acid (HNQO;), or a mixture such as “MON-25”, which 1s
N,O, with 25% nitric oxide (NO), or any combination
thereof.

Example

The compound of formula (I) 1s either used as pure form
or mixed with one or more appropriate conventional fuel
such as kerosene. Cycloheptatriene (CHT) 1s an exemplary
fuel of the present disclosure. The weight percentage of
CHT 1n the CHT/conventional fuel mixture may be in the
range of 5-100%.

Liquid nitrogen tetroxide (NTO) 1s condensed 1n a water
chulled condenser. The stopper i1s raised to allow a single
drop of NTO to fall onto the fuel. About 3 drops of a fuel
sample are contained 1n a vial 5 inches below the bottom of
the condenser. The vial 1s set centered on a micrometer X-y
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stage. The event 1s 1lluminated by LEDs and filmed by a
Vision Research Phantom V1212 high speed color camera.
Analysis of the high speed video determines the ignition
delay, defined as the time from first liquid contact to the first
emission of visible light. The camera films at 10,000 frames

per second, providing+0.1 ms uncertainty on contact and the
same on flame emission. The total uncertainty of the 1gnition

delay measurement 1s thus+0.2 ms.

TABLE 1

Hypergolic reaction of cycloheptatriene (CHT) with liquid nitrogen
tetroxide (NTO) (Reaction was carried out under ambient pressure
and at 15° C. All fuels were purchased from chemical suppliers

(1.e. Sigma-Aldrich, etc.) and used as i1s).

Ignition Delay

Chemical Name  Notes on Reaction (ms)

Cycloheptatriene  Bright carbon flame, low 18.7 (nl = 14.8,

(CHT) (100%) “whoosh” as opposed to strong n2 = 23.%,
“pop”’, 1gnition on 3/3 tests n3 =17.5)

TABLE 2

Hypergolic Reaction between cycloheptatriene (CHT) composition

(with or without kerosene) and liquid nitrogen tetroxide (NTO) or
MON-25 (N204 with 25% nitric oxide). The reaction was carried

out at 80 psi (5.5 atm)

Wt. % Freezing Point Boiling Point Ignition Delay, Ignition Delay,
CHT (¢ C.) (° C.) MON-25 (ms) NTO (ms)
100 —-67 115 6.1 23.8
80 -89 127 14.5 no reaction
20 -81 193 29.7 no reaction

The results demonstrate that CHT or CHT/kerosene mix-
ture can react with NTO and/or MON-25 at appropnate
conditions to provide 1gnition delay that may be suflicient as
desired hypergolic fuel compositions.

In addition, CHT demonstrated excellent miscibility with
kerosene. The mixture of CHT and kerosene has lower
freezing point and higher boiling point comparing to pure
form of CHT. The lower freezing point and higher boiling
point are desired for hypergolic fuels because the broader
temperature range may provide more convenient applica-
tions at a wide variety of conditions.

10

15

20

25

30

35

40

6

Those skilled in the art will recognize that numerous
modifications can be made to the specific implementations
described above. The implementations should not be limited
to the particular limitations described. Other implementa-
tions may be possible.

The mnvention claimed 1s:

1. A hypergolic fuel composition system comprising a first
standalone oxidizer composition having an oxidizer selected
from the group consisting of N,O,, NO, HNO,, and a
combination thereof; and a second standalone fuel compo-

sition having an optional conventional fuel, and a compound
of formula (I):

(D)

RS
Rﬁ

wherein R'-R® are each independently H, —NR"R'",
—OR", —NH(C=0)>—R'", —OC=0)>—R",
—CN, —NO,, —CF,, —(C=0)R"™, —COOR™",
halogen, C1-C8 straight or branched alkyl, C1-C8
straight or branched alkenyl, CI1-C8 straight or
branched alkynyl, or C3-C8 cycloalkyl, and wherein R*
and R* can form an exocyclic double bond—X,

wherein—X is —CR'"R'/, —NR'®, or —O; and
R7-R'® are each independently H, C1-C8 straight or
branched alkyl, wherein the hypergolic fuel composi-
tion system provides an 1gnition delay of 1 ms-100 ms
when the second standalone fuel composition 1s treated
with the first standalone oxidizer composition to gen-
crate a spontancously 1gnition.
2. The fuel composition system of claim 1, wherein the
compound of formula (I) 1s cycloheptatriene.
3. The fuel composition system of claim 1, wherein the
conventional fuel comprises kerosene.
4. The fuel composition system of claim 1, wherein the
weight percentage of the compound of formula (I) 1s
20-100% 1n the second standalone fuel composition.
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